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The intramolecular Diels Alder (IMDA) reaction is probably one of the most convenient methodologies for the construction of a wide variety of annulated carbon frameworks.
1 With respect to asymmetric synthesis the possible control over several newly formed stereogenic centers in this process is challenging. This result was not completely unexpected, since the acid catalyzed isomerization of maleates to fumarates is a well known process.
6
The new process proved to applicable to several other nucleophiles as can be seen from the results summarized in the (a) Small amounts (< 10%) of the maleate, which could be detected in the 1 H NMR spectrum of the crude product, were efficiently removed by chromatography. (b) Campbell, P.G.; Sumrell, G.; Schramm, C.H. J. Org. Chem. 1961, 26, 697. 7 .
All N-fumaroyl-2-oxazolidinones were prepared according to the following typical procedure using inert conditions: To a cooled solution (0 °C) of the triethylammonium salt 1b in dry dichloromethane (20 ml), containing five drops of dry DMF, was added oxalyl chloride (11 mmol) and the mixture was stirred for 3 h at room temperature. After recooling (0 °C) a pyridine solution (5 ml) of the nucleophile (1.2 -3 eq.) was added and the dark brown mixture was stirred for 1 h at room temperature followed by filtration over silica gel (~ 50 g) with a ethyl acetate/petroleum ether (40-60) mixture. Further purification by column chromatography over silica gel afforded the pure product. 8.
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